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Note: (1) In method A, gas-phase structures were optimized at the M06-2X/6-31+G(d,p) level of theory. The standard-state free energy of solvation was also obtained at the same level of theory.
To refine the energies, single-point energy calculations were performed at the M06-2X/6-311+G(d,p) level of theory.
(2) For some intermediates which could not be optimized in the gas phase, we used the direct method (method B) to calculate their reduction potential. Figure S1 , were used to calculate the reduction potential. Table S3 . Thermal correction of Gibbs free energies and electronic energies of relevant stationary points in the cyclopropanol-related reaction processes.
Thermal correction of Gibbs free energies (hartree) E SCF (hartree) Table S5 . Thermal correction of Gibbs free energies and electronic energies of relevant stationary points in the cyclopentanol-related reaction processes.
Thermal correction of Gibbs free energies (hartree) E SCF (hartree)
Cartesian coordinates for optimized structures
Cartesian coordinates of structures in the reaction mechanisim of cycloalkanol with

N-methyl-N-phenylmethacrylamide
A-INT-Ra1 C -2.276455 1.086069 -0.000107 C -0.891604
1.238887 -0.000167 C -0.052503 0.119297 -0.000353 C -0.627034 -1.158161 -0.000367 C -2.011923 -1.309849 -0.000285 C -2.842529 -0. 
